Key indicators: single-crystal X-ray study; T = 110 K; mean (C-C) = 0.004 Å; disorder in main residue; R factor = 0.054; wR factor = 0.157; data-to-parameter ratio = 23.5.
In the title compound, [Li(CH 3 CN) 4 ]PF 6 ÁCH 3 CN, the asymmetric unit consists of three independent tetrahedral [Li(CH 3 CN) 4 ] + cations, three uncoordinated PF 6 À anions and three uncoordinated CH 3 CN solvent molecules. The three anions are disordered over two sites through a rotation along one of the F-P-F axes. The relative occupancies of the two sites for the F atoms are 0.643 (16):0.357 (16), 0.677 (10): 0.323 (10) and 0.723 (13):0.277 (13). The crystal used was a racemic twin, with approximately equal twin components. 
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The structure was solved by direct methods using the XS program. All non-hydrogen atoms were obtained from the initial solution. The hydrogen atoms were introduced at idealized positions and were allowed to ride on the parent atom. The PF 6 -counterions exhibited an orientational disorder over two sites among the four equatorial fluorine atoms. The occupancies for the primary orientation were 0.643 (16), 0.677 (10), and 0.723 (13) for the three anionic sites, respectively. The structural model was fit to the data using full matrix least-squares based on F 2 . The calculated structure factors included corrections for anomalous dispersion from the usual tabulation. The structure was refined using the XL program from SHELXTL and graphic plots were produced using the ORTEP-3 crystallographic program suite. Figures   Fig. 1 . Molecular structure of the title compound. The thermal ellipsoids are shown at a 50% probability level.
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